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General Methods and Materials. All organic solvents were dried and freshly distilled before use; tetrahydrofuran was distilled from sodium/benzophenone ketyl and dichloromethane was distilled from CaH2. Azido-PEG4-NHS ester was purchased from Click Chemistry Tools . Other reagents were obtained from Aldrich or VWR and used as received. Photo-ODIBO-OH was prepared as reported previously. i
Flash chromatography was performed using 40-63 µm silica gel. NMR spectra were recorded in CDCl3 using 400 MHz instrument. The preparative photolysis was conducted using a Rayonet photoreactor equipped with sixteen 4W 350 nm fluorescent lamps.
3-(tert-butyl)-9-((2,2,3,3-tetramethyl-4,7,10,13-tetraoxa-3-silapentadecan-15-yl)oxy)
dibenzo[b,f]cyclopropa[d]oxocin-1(7H)-one (photo-ODIBO-EG4-TBS).
ii2 K2CO3 (0.45 g, 3. 3 mmol) was added to a solution of photo-ODIBO-OH (1.0 g, 3.3 mmol) and TBS-EG4-OTos (1.51 g, 3.3 mmol) in DMF (32 mL) and the reaction mixture was stirred for 5 h at 80 °C. After completion, the reaction mixture was then cooled to r.t., diluted with ethyl acetate (200 mL), washed with water (5X50 ml), brine (100 mL), and dried over MgSO 4 . The organic layer was filtered, concentrated in vacuum, and purified by flash chromatography 160.50, 152.79, 148.07, 144.10, 142.32, 140.73, 135.56, 131.17, 130.75, 122.09, 117.96, 117.48, 117.13, 114.72, 78.83, 72.82, 71.09, 70.89, S2 70.87, 70.81, 69.60, 68.06, 62.87, 34.71, 31.49, 26.10, 18.53, 144.02, 142.23, 140.72, 135.56, 131.14, 130.46, 122.07, 117.91, 117.48, 117.07, 114.72, 78.80, 72.67, 70.98, 70.77, 70.68, 703.41, 69.57, 67.99, 61.81, 34.69, 31.46 Triethylamine (0.088 g, 0.87 mmol) was added to a solution of photo-ODIBO-EG4-OH (0.42 g, 0.87 mmol) and p-toluenesulfonyl chloride (0.17 g, 0.87 mmol) in CH2Cl2 (10 mL).
The reaction was then stirred overnight, concentrated in vacuum and purified by flash chromatography 160.57, 152.86, 148.16, 145.01, 144.18, 142.43, 140.82, 135.62, 133.20, 131.25, 130.82, 130.03, 128.18, 122.15, 118.05, 117.54, 117.20, 114.81, 78.90, 71.11, 71.00, 70.91, 70.80, 69.68, 69.45, 68.92, 68.14, 34.79, 31.55, 21.86 158.78, 149.15, 147.00, 144.99, 133.22, 130.03, 128.19, 126.92, 125.61, 123.75, 121.41, 118.36, 117.92, 117.70, 114.66, 114.22, 110.76, 78.08, 71.07, 70.98, 70.90, 70.79, 69.84, 69.45, 68.91, 67.93, 34.60, 31.60, 21.86 . C34H41O8S + 609.2517, found 609.2499. 158.79, 149.14, 146.99, 126.92, 125.61, 123.75, 121.40, 118.37, 117.92, 117.70, 114.66, 114.22, 110.75, 83.37 
2-tert-butyl-11,12-didehydro-8-(2-(2-(2-(2-fluoroethoxy)ethoxy)ethoxy)ethoxy)-6H
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Peptide synthesis. Solid phase syntheses, HPLC purification and characterization of peptides 5, 6 and 7 was described in our previous publication iii .
Protein modification. To a solution of rat serum albumin (RSA) or apo-transferrin (apo-T) (1 mg) in a phosphate buffer (0.5 mL) N3-PEG4-NHS solution in DMSO (5 µl, 0.125 mg) was added and allowed to react for 1h at rt. NAP-5 column was opened on both sides and stock solution drained and discarded. PBS (10 mL) was passed through and discarded. Protein labeling reaction mixture was applied on the column and allowed to absorb. PBS (5 mL) was passed through NAP-5 and the eluate was collected as 0.5 mL fractions, which were then analyzed by size exclusion chromatography (BioSep-SEC-S 4000, 300x7.8 mm, 5 µm; PBS 1x buffer pH 7.4; 1.0 mL/min). Chemically pure azidetagged proteins 8-N3 and 9-N3 were detected in fractions 2 and 3 (0.5-1.5 mL).
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General radiochemistry procedures. 
